Investigation of the marine sponge Haliclona sp. led to the isolation of two new thyminenol derivatives, named cis-thyminenol (1) and trans-thyminenol (2). The structures of the new isolates were elucidated on the basis of extensive spectroscopic analysis.
Previous chemical investigations of the genus Haliclona (order Haplosclerida, family Haliclonidea) have yielded bioactive secondary metabolites, including alkaloids, macrolides, polyacetylenes, polyketides, steroids, and peptides [2] , some of which showed antifouling, cytotoxic, anticancer, and antimicrobial properties [2] [3] [4] [5] [6] [7] . During our search for secondary metabolites from the marine sponge Haliclona sp. collected from the South China Sea, two new thyminenol derivatives were obtained, named cis-thyminenol (1) and trans-thyminenol (2) , which have a thymine nucleus and enol moieties,. Herein we describe the isolation and structure elucidation of the new isolates.
Compound 1, a white powder, was established as C 7 H 8 N 2 O 3 from the HR-ESI-MS peak at m/z 169.0611 [M+H] + and NMR data, indicating 5 degrees of unsaturation. The UV spectrum of 1 exhibited absorption at 263 nm, which is characteristic of a thymine nucleus [8] . Analysis of the NMR data (Table 1) indicated the presence of one methyl, three methines, and three quaternary carbons. 1 H NMR resonances at δ H 10.80 (br s, NH), 1.72 (s, 5-Me) and 7.24 (d, J = 1.1 Hz, H-4), and 13 C NMR resonances at δ C 164.8 (C-6), 151.4 (C-2), 137.6 (C-4), 107.6 (C-5), and 11.7 (5-Me), revealed the presence of a thymine moiety in 1 [8] . In addition, 1 H NMR resonances at δ H 7.39 (d, J =7.6 Hz) and 5.44 (dd, J = 7.6, 1.8 Hz) indicated the presence of an olefin carbon-carbon double bond. As the molecular formula afforded five degrees of unsaturation, the molecule was satisfied by a monocyclic skeleton, with a hydroxyl group (δ H 10.98, d, J = 1.8 Hz). Analysis of the NMR data of 1 indicated that it had a thymine carbon skeleton with great similarity to those of thyminol [9] . The major difference in the NMR data of 1 (Table 1) was the downfield δ C values of C-1' (δ C 142.1) and C-2' (δ C 100.2) in 1. The gross structure was further established by the aid of HMBC experiments ( Figure B ). In the HMBC spectra ( Figure B) , the tertiary allylic methyl group (5-Me) attached to C-5 was evident from the key HMBC correlations of 5-Me with C-4 and C-6. The enol moiety attached at the N-atom was confirmed by the key HMBC correlations of H-1' with C-2 and C-4. The suggested heterocyclic system was fully supported by HMBC correlations of H-4 with C-2 and C-6. The Z-configuration of the C-1'/2' double bond was elucidated from the J H-1 ʺ -H-2 ʺ value (J = 7.6 Hz). On the basis of the above analysis, the structure of 1 was determined as shown in Figure A . Compound 2, a white powder, was established as C 7 H 8 N 2 O 3 from the HR-ESI-MS peak at m/z 169.0610 [M+H] + and NMR data, indicating 5 degrees of unsaturation. The UV spectrum and NMR data of 2, which closely resembled those of 1, suggested that 2 was the isomer of 1 at C-1',2'. 2D NMR experiments allowed the assignment of all 1 H and 13 C NMR signals. The only significant difference between 1 and 2 was the J H-1 ʺ -H-2 ʺ value, which for compound 2 was 11.0 Hz, whereas the observed value for 1 was 7.6 Hz, indicating that the C-1'/2' double bond in 2 had the Econfiguration, which further confirmed that 2 was the isomer of 1. 
Experimental
General experimental procedure: NMR, Bruker AC 500 NMR spectrometer; UV, Perkin-Elmer Lambda 35 UV-vis spectrophotometer; HR-ESI-MS, Bruker Maxis mass spectrometer.
